An enantiomerically pure diamine based on the 4,15-difunctionalized [2.2]paracyclophane scaffold and 2-formylpyridine selfassemble into an optically pure cyclic metallosupramolecular Fe4L6 helicate upon mixing with iron(II) ions in a diastereoselective subcomponent self-assembly process. The cyclic assembly results from steric strain that prevents the formation of a smaller linear dinuclear triple-stranded helicate, and hence, leads to the larger strain-free assembly that fulfills the maximum occupancy rule. Interestingly, use of the racemic diamine also leads to a racemic mixture of the homochiral cyclic helicates as the major product in a highly diastereoselective narcissistic chiral self-sorting manner given the fact that the assembly contains ten stereogenic elements which can in principle give rise to 149 different diastereomers. The metallosupramolecular aggregates could be characterized by NMR, UV-Vis and CD spectroscopy, mass spectrometry and X-ray crystallography.
Thin-layer chromatography was performed on silica gel-coated aluminum plates with fluorescent indicator F254 from Merck. Detection was done by .
Products were purified by flash column chromatography on silica gel 60 (particle size 0.040-0.063 mm) from Merck or on reversed phase silica gel (C18-RP, 17% C, 0.048-0.065 mm) from Acros Organics. 1 H, 13 C, H,H-COSY, HSQC, HMBC and 1 H-2D-DOSY NMR experiments were performed on a Bruker Avance I 500 spectrometer or a Bruker Avance III HD 700 spectrometer with a cryo probe. 1 H NMR chemical shifts are reported relative to residual non-deuterated solvent as internal standard. 13 C NMR chemical shifts are reported relative to deuterated solvent as internal standard. All shifts are reported on the  scale in ppm and NMR multiplicities are abbreviated as s (singlet), d (doublet), t (triplet), dd (doublet of doublets), ddd (doublet of doublet of doublets) or m (multiplet). Coupling constants J are reported in Hertz. All spectra were processed using the MestReNova 8.0.1 program from Mestrelab. 1 H-2D-DOSY NMR spectra were evaluated using the software Topspin 3.5 from Bruker and the Stokes-Einstein equation, normally used for spherical particles, with a correction factor for ellipsoids (Equation S1). [3] (High-resolution) electrospray ionization mass spectra in positive mode (ESI(+)-MS) were measured on an Orbitrap XL mass spectrometer from Thermo Fisher Scientific or a micrOTOF-Q time-of-flight mass spectrometer from Bruker Daltonik. 
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UV-Vis spectra were measured on a Specord 200 instrument from Analytik Jena and analyzed using the software WinASPECT 1.7.2.0. Quartz glass cuvettes from Hellma Analytics with a layer thickness of 10 mm (solutions of ligand precursors/ligands) and 0.01 mm (complex solutions) were used.
Circular dichroism (CD) spectra were measured on a J-810 spectrometer from Jasco. Quartz glass cuvettes from Hellma Analytics with a layer thickness of 1 mm (solutions of ligand precursors/ligands) and 0.01 mm (complex solutions) were used.
Specific rotation values were measured on an Anton Paar Model MCP 150 polarimeter with a standard wavelength of 589 nm using a cuvette with a layer thickness of 100 mm.
High performance liquid chromatography on analytical scale was performed on a PLATINblue HPLC system from Knauer, equipped with two pumps, an online degasser and a photodiode array detector PDA-1 with a deuterium and tungsten-halogen lamp (190-1000 nm) , and a CHIRALPAK ® IB column (4.6 mm Ø, 250 mm) by Daicel was used. High performance liquid chromatography on semipreparative scale was performed on an Azura HPLC system from Knauer, equipped with a binary HPG pump P 6.1L, an online degasser, a multi wavelength detector MWL 2.1L with deuterium lamp (190-700 nm) and a fraction collector, and a CHIRALPAK ® IB column (20 mm Ø, 250 mm) by Daicel was used.
Synthetic Scheme
Scheme S1: Synthetic route to diamine (rac)-1.
Synthesis and characterization of ligand precursors (rac)-4,15-Bis-((4,1-phenylene )-N-(tert-butyloxycarbonyl)amine)[2.2]paracyclophane ((rac)-B)
Under an atmosphere of argon, (rac)-A [1] (790 mg, 1.72 mmol, 1.00 eq.), tert-butyl-N- (4-(4,4,5,5- tetramethyl-1,3,2-dioxoborolan-2-yl)phenyl)carbamate (1.15 g, 3.61 mmol, 2.10 eq.), cesium fluoride (1.75 g, 10.3 mmol, 6.00 eq.), tetrakis(triphenylphosphine)palladium(0) (199 mg, 0.172 mmol, 10.0 mol%) were dissolved in dry tetrahydrofuran (80 mL). The reaction mixture was degassed at room temperature and then heated to reflux for 48 h. After cooling to room temperature the solution was quenched by the addition of saturated aqueous ethylenediaminetetraacetic acid disodium salt solution and dichloromethane. The mixture was extracted with dichloromethane. The combined organic layers were washed with brine, dried with anhydrous magnesium sulfate and the solvent was removed under reduced pressure. The crude product was subjected to flash column chromatography on silica gel (cyclohexane/ethyl acetate 10:1) and reversed phase silica gel (acetonitrile/water 3:2) to give (rac)-B (469 mg, 0.794 mmol, 46%) as a white solid. 
(R p )-, (S p )-and (rac)-4,15-Bis-(4-aminophenyl)[2.2]paracyclophane ((R p )-, (S p )-and (rac)-1)
Under an atmosphere of argon, (rac)-B (200 mg, 339 µmol, 1.00 eq.) was dissolved in dry dichloromethane (10 mL) and trifluoroacetic acid (5.22 mL, 7.73 g, 67.8 mmol, 200 eq.) was added. The reaction solution was stirred at room temperature for 18 h. Then, it was concentrated under reduced pressure, the residue was dissolved in ethyl acetate and neutralized with saturated potassium hydrogen carbonate solution. The mixture was extracted with ethyl acetate. The combined organic layers were washed with brine, dried with anhydrous magnesium sulfate and the solvent was removed under reduced pressure. The crude product was dissolved in warm acetonitrile and precipitated as hydrochloride by adding hydrochloric acid (37%, 60.0 µL, 70.8 mg, 678 µmol, 2.00 eq.). The white solid was filtered off, washed with acetonitrile and dissolved in water. After the addition of saturated potassium hydrogen solution, the mixture was extracted with ethyl acetate. The combined organic layers were washed with brine, dried with anhydrous magnesium sulfate and the solvent was removed under reduced pressure to give (rac)-1 (110 mg, 282 µmol, 83%) as a yellow solid. 
SUPPORTING INFORMATION

Self-assembly and characterization of iron(II) complexes
Cyclic [Fe 4 L 6 ](OTf) 8 helicates in acetonitrile (,,,)-[Fe 4 {(R p )-L} 6 ](OTf) 8 or (,,,)-[Fe 4 {(S p )-L} 6 ](OTf) 8 obtained from (R p )-or (S p )-1
(R p )-or (S p )-1 (3.01 mg, 7.71 µmol, 3.00 eq.) was dissolved in acetonitrile (0.6 mL) and 2formylpyridine (1.47 µL, 1.65 mg, 15.4 µmol, 6.00 eq.) was added. The mixture was stirred at 70 °C for 30 min. After cooling to room temperature, a solution of iron(II) triflate hexahydrate (2.41 mg, 5.22 µmol, 2.03 eq.) in acetonitrile (0.1 mL) was added. The violet solution was stirred at 70 °C for 15 h. After cooling to room temperature, the solution was poured into diethyl ether (4 mL). The violet precipitate was collected and washed with diethyl ether as well as n-hexane and dissolved in deuterated acetonitrile (0.6 mL).
(,,,)-[Fe 4 {(R p )-L} 6 ](OTf) 8 and (,,,)-[Fe 4 {(S p )-L} 6 ](OTf) 8 obtained from (rac)-1
(rac)-1 (4.08 mg, 10.4 µmol, 3.00 eq.) was dissolved in acetonitrile (0.6 mL) and 2-formylpyridine (1.98 µL, 2.23 mg, 20.8 µmol, 6.00 eq.) was added. The mixture was stirred at 70 °C for 30 min. After cooling to room temperature, a solution of iron(II) triflate hexahydrate (3.25 mg, 7.03 µmol, 2.03 eq.) in acetonitrile (0.6 mL) was added. The violet solution was stirred at 70 °C for 15 h. After cooling to room temperature, the solution was poured into diethyl ether (4 mL). The violet precipitate was collected and washed with diethyl ether as well as n-hexane and dissolved in deuterated acetonitrile (0.6 mL). . Figure S25 : 1 H NMR spectrum (700.4 MHz, CD 3 CN, 298 K) of the product of the subcomponent self-assembly process of (rac)-1, 2-formylpyridine and iron(II) triflate hexahydrate. Figure S26 : 1 H 2D-DOSY NMR spectrum (700.4 MHz, CD 3 CN, 298 K) of the product of the subcomponent selfassembly process of (rac)-1, 2-formylpyridine and iron(II) triflate hexahydrate.
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Figure S27
: ESI positive mass spectrum of a 3:6:2 mixture of (rac)-1, 2-formylpyridine and Fe(OTf) 2 in CD 3 CN measured on a micrOTOF-Q quadrupole/time-of-flight spectrometer with ESI parameters tuned to very soft ionization conditions. A putative structure for the signal at m/z 374.2 2+ is given in Figure S21 . The signals marked with X (m/z 504.4 4+ , 722.2 3+ , 1157.8 2+ ) belong to a dinuclear iron complex with triflate anions.
Figure S28
: Experimental and calculated high resolution ESI positive mass spectra of a 3:6:2 mixture of (rac)-1, 2-formylpyridine and Fe(OTf) 2 in CD 3 CN measured on a Orbitrap XL spectrometer. 
